S1
. The symmetry-mode decomposition of the Pmca and Pmc2 1 structures.
Table S1
The symmetry-mode decomposition results for the Pmca structure referring to the Ammm parent structure. The coordinates after the atomic label are those for the undistorted structure. Table S2 The symmetry-mode decomposition results for the Pmc2 1 structure relative to the Ammm parent structure. The coordinates after the atomic label are those for the undistorted structure.
Note that as the Pmc2 1 structure is polar along the c-direction, the atomic coordinates exhibit origin shifts along c. 
BV sum of O4: 1.8974v.u. ; BV sum deviation: -0.0117v.u.
Ag1-O3: 2.7697Å s=0.0815v.u. ; 3.1595Å s=0.0284v.u. Ag2-O3: 2.4274Å s=0.2055v.u. ; 2.7798Å s=0.0793v.u. Nb1-O3: 1.8645Å s=1.1340v.u. ; 2.1262Å s=0.5591v.u. Li3-O5: 2.8867Å s=0.0215v.u. ; 2.6833Å s=0.0373v.u. ; 2.5666Å s=0.0511v.u. ; 3.0739Å s=0.0130v.u. Li3-O6: 2.7756Å s=0.0290v.u. ; 2.7756Å s=0.0290v.u. ; 3.2319Å s=0.0085v.u. ; 3.2319Å s=0.0085v.u. Li3-O7: 2.6635Å s=0.0393v.u. ; 2.5475Å s=0.0538v.u. ; 2.6635Å s=0.0393v.u. ; 2.5475Å s=0.0538v.u. Ta2-O7: 1.9437Å s=0.9380v.u. ; 2.0929Å s=0.6267v.u.
Li3-O7: 2.6635Å s=0.0393v.u. ; 2.5475Å s=0.0538v.u.
Li1-O7: 2.7741Å s=0.0292v.u. ; 3.0003Å s=0.0158v.u. Li2-O4: 2.7250Å s=0.0333v.u. ; 3.1798Å s=0.0097v.u. 
------------------------------------------------------------------
BV sum of O3: 1.8776v.u. ; BV sum deviation: -0.1224v.u.
Global instability index GII = 0.3794v.u. and 0.09 mole) and ball-milled in ethanol for 12 hours. After drying, the mixtures were put into alumina porcelain boats and calcined at 850~950 °C for 4 hours in oxygen atmosphere with a heating rate of 5 o C/min. The resultant powders were ball-milled again for 4 hours in an ethanol medium.
After drying, the powders were mixed with 5 wt% polyvinyl alcohol (PVA) solution and pressed into pellets with a diameter of 15 mm and a thickness of 1~2 mm under 400 MPa uniaxial pressure. These pellets were then heat-treated at 600 °C for 2 hours to burn out the PVA, and then finally sintered at 1060~1120°C for 6 hours in an oxygen atmosphere, followed by a cooling process with a speed of 5 o C/min down to 500 o C and then natural cooling to room temperature in an oxygen atmosphere. The resultant ceramic pellets are bright yellow. All the samples possess a higher relative density than 97%.
Neutron diffraction patterns were collected at a wavelength of 1.635 Å using WOMBAT, the highintensity powder diffractometer at the Australian Nuclear Science and Technology Organisation (ANSTO). The neutron diffraction set-up is the same as the previous description. The ANLT100x samples were fixed at the centre of the stage and rotated around the vertical axis by a step size of 15°.
In order to minimize the effect of the texture, in total 13 patterns were added together to produce the diffraction patterns presented hereafter.
For electrical property measurements, a silver electrode was deposited on both surfaces of the ceramic pellets. The temperature-dependent dielectric spectra were collected during the heating process by an LCR meter (Agilent E4980A, Agilent Technologies, Penang, Malaysia) that is connected to a computer-controlled temperature chamber. For polarisation-electric field (P-E) hysteresis loop measurements, gold electrodes were sputtered on the two main surfaces of the annealed specimens for 3 minutes. The measurement was carried out using a ferroelectric measurement system (TF Analyzer 2000, Aachen, Germany).
